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(57) An object of the invention is to provide an inor- 
ganic antlbacterial/antifungal agent that have distin- 
guished multiple functions on the whole with respect to 
antibacterial and antifungal activities, safety, stability, 
economical efficiency, and so on. 



For achieving the above purposes, the antibacteri- 
al/antifungal agent according to the present Invention 
includes; zinc oxide as a main component; and 

alkali metallic salt one or more selected from the 
group consisting of lithium, sodium, and potassium hy- 
droxides, hydrogencarbonates, and carbonates. 
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Description 

[0001] This application claims the priority of Japanese Patent Application No. 2000-006889 filed on January 14,2000, 
which Is incorporated herein by reference. 

UECHNICAL FIELD] 

[0002] The present invention relates to antibacterial/antif ungal agents and antlbacterial/antif ungal connposltlons and. 
in particular, to an improvement of antibacterial/antifungal agents of an inorganic group. 

[BACKGROUND ART] 

[0003] Currently, various kinds of antibacterial and antifungal agents are used In extremely wide range of fields 
associated with food, clothing and shelter of the human. These agents are typically divided into organic and Inorganic 
groups. 

[0004] Organic antibacterial/antifungal agents include paraben, triclosan, quaternary ammonium salt, chlorhexidlne 
hydrochloride, thiabendazole, carbenedazlne, captan, fluorofolpet, chtorothalonll, and so on. 
[0005] On the other hand, Inorganic antibacterial/antifungal agents mainly include silicate, phosphate, zeolite, syn- 
thetic mineral, and so on, retaining or substituting with antibacterial metals such as in particular silver, copper, and 
zinc. Among them, for example, silver- or zinc-substituted zeolite, silver-retaining apatite, silver- retaining silica gel. and 
so on are put to practical use. 

[0006] Furthennore, recently there are titanium oxide photocatalyst and so on , where the power of ultraviolet radiation 
contained In the solar light and the fluorescent light Is applied to the antibacterial action. These antibacterial/antifungal 
agents could prevent products from bacterial or fungal infection, contamination, and deterioration by using them In the 
preparation of construction materials, daily necessities and miscellaneous goods, cosmetic preparations, and so on. 
[0007] However, organic antibacterial/antifungal agents such as paraben commonly used as antibacterial/antifungal 
agents have problems in the safety to the human bodies. In other words, these organic antibacterial/antifungal agents 
are less safer than the Inorganic antibacterial/antifungal agents. As the organic antibacterial/antifungal agents are 
made of organic materials, it has been pointed out that the stability per hour of the organic agents is poor, for example 
it is denatured by heat and deteriorated by a change in pH. Therefore, there are other problems such as the difficulty 
in Its usage as the restrictions on the use of such an agent become large for the incorporation thereof into the resin at 
a comparatively high temperature. 

[0008] In the case of inorganic antibacterial/antifungal agents, on the other hand, they are relatively safety for a 
human body and hardly affected by heat, chemical agents, and so on. In contrast to the organic antibacterial/antifungal 
agents, the inorganic ones are poor active against fungi. Furthermore, many of Inorganic antibacterial/antifungal agents 
make a heavy use of siiyerin its raw material. However, one of the drawbacks of using silver is its high cost. In addition, 
there is a problem that silver is apt to be discolored, so that an outward appearance of the product tends to be changed. 
[0009] Furthennore, there is another disadvantage that substantial antibacterial and antifungal activities cannot be 
expected from the titanium oxide photocatalysis in a dark place. 

[0010] In addition, such a photocatalysis slowly effects on bacteria and fungi even in a lighted area. 
[DISCLOSURE OF INVENTION] 

[0011] Accordingly, the present invention has been accomplished In view of the above disadvantages In the prior art 
technology. An object of the invention is to provide an Inorganic antibacterial/antifungal agent that have distinguished 
multiple functions on the whole with respect to antibacterial and antifungal activities, safety, stability, economteal effi- 
ciency, and so on. 

[0012] For solving the above disadvantages and attaining the above object, the present inventors have been intent 
on their studies and finally brought the present invention to completion by finding a novel antibacterial/antifungal agent 
having excellent antibacterial and antifungal properties. That Is, the novel anti bacterial/antif ungal agent mainly com- 
prises zinc oxide with one or more selected from the group consisting of alkali metals of lithium, sodium, and potassium 
hydroxides, hydrogencarbonates, and cari^onates. In such an agent, specific antibacterial and antifungal activities of 
the individual raw materials are active in synergy with each other against bacteria and fungi. 

[0013] Namely, the antibacterial/antifungal agent according to the present Invention includes; zinc oxide as a main 
component; and 

alkali metallic salt one or more selected from the group consisting of lithium, sodium, and potassium hydroxides, 
hydrogencarbonates, and cari^onates. 

[0014] It is also preferable that the content of alkali metallic salt Is 0.5 to 75 % by weight of the total of antibacterial/ 
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antifungal agent. 

[0015] It is also preferable that zinc acetate, zinc sulfate, or zinc chloride is used as a synthetic raw material of zinc 
oxide component. 

[0016] Also it is preferable that an antibacterial/antifungal agent Is prepared by the steps of: 

dropping an aqueous solution containing zinc ion and an alkali aqueous solution sequentially into a reaction vessel 
at an ordinary temperature and pressure while the dropping volumes of the respective aqueous solutions are 
adjusted so as to keep pH 7 to 9; and 

reacting the aqueous solutions in the reaction vessel with each other, followed by subjecting to filtration, washing 
with water, drying, and baking. 

[0017] Also It Is preferable that 1 0 % by weight of water dispersion is adjusted to pH 9 to 14. 

[0018] Also, an antibacterial/antifungal composition according to the present invention Includes a said antibacterial/ 

antifungal agent to obtain antibacterial and antifungal activities against bacteria and fungi. 

[BRIEF DESCRIPTION OF THE DRAWINGS] 

[0019] 

Fig. 1 is a flow chart showing an example of the method of a synthesis the antibacterial/antifungal agent in the 
present invention. 

Fig. 2 is an explanation diagram that illustrates a method of evaluating the antibacterial and antifungal properties 
of each sample. 

Fig. 3 is a relation figure for explaining the relationship between pH of slurry and the antifungal activity against 
Penicillium sp., where the slurry is 10 % by weight of powder dispersed in water. 

Fig. 4 is an explanation drawing that shows the test sample using as the sample of comparative experiment 5. 
[BEST MODE FOR CARRYING OUT THE INVENTION] 

[0020] An object of the invention is to provide an antibacterial/antifungal agent that have distinguished multiple func- 
tions on the whole with respect to antibacterial and antifungal activities, safety, stability, economical efficiency, and so 
on. 

[0021] Furthennore, the antibacterial/antifungal agent of the present invention is prepared without using expensive 
raw material such as silver or zinc substituted zeolite, so that It is cheap in comparison with the conventional inorganic 
antibacterial/antifungal agent. Antibacterial and antifungal activities can be expected from the present agent in a dari< 
as opposed to the conventional one. Furthennore, the antibacterial/antifungal agent of the present Invention has an 
advantage that its antibacterial agent alone or its composition including the antibacterial is hardly changed over time 
as opposed to the conventional one in which such a problem often arises. It Is noted that the antibacterial/antifungal 
agent of the present invention excellently effects on fungi, for example yeast and fungi, which are little affected by the 
conventional inorganic antibacterial/antifungal agent. 

[0022] First of all, the process of making of an antibacterial/antifungal agent of this Invention is explained. 
The process of making of antibacterlal/antifungai agent 

[0023] In the followlngs, a general method of preparing an antibacterial/antifungal agent in the present Invention Is 
explained. 

[0024] A salt of zinc used to synthesis zinc oxide as a main component of the antibacterial/antifungal agent of the 
present invention may be selected from the group of inorganic salts including zinc sulfate, zinc nitrate, zinc phosphate, 
zinc hallde, and so on, and organometallic salts including zinc formate, zinc acetate, zinc propionate, zinc lactate, zinc 
oxalate, zinc citrate, and so on, but there is a necessity to dissolve In water. Among them, it Is preferable to use zinc 
acetate, zinc sulfate, or zinc chloride, and most preferably to use zinc acetate. 

[0025] Also, a raw material of alkali aqueous solution may be selected from the group of lithium hydroxide, sodium 
hydroxide, potassium hydroxide, lithium carbonate, sodium carbonate, potassium carbonate, sodium hydrogencar- 
bonate, potassium hydrogencarbonate, and so on. Especially among them, sodium carbonate or potassium carbonate 
is preferable. 

[0026] Fig. 1 is a flow chart showing an example of the method of synthesis the antibacterial/antifungal agent in the 
present Invention. 

[0027] In the figure, zinc acetate Is used as a synthetic material of zinc oxide. 
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[0028] In the process of preparing an antibacterial/antlfungai agent of the present invention, an aqueous solution 
containing zinc Ion and all<ati aqueous solution in which lithium, sodium, and potassium hydroxides, hydrogencar- 
bonate. and carbonate are dissolved are prepared In advance. 

[0029] In the figure, zinc acetate is dissolved In ion-exchange water to prepare an aqueous solution that contains 
5 zinc ion. and also sodium carbonate is dissolved In ion-exchange water to prepare an alt<ali solution. 

[0030] These aqueous solutions are supplied to Ion-exchange water in a reaction vessel to obtain a reaction mixture 
while controlling its volume In the reaction mixture to adjust pH thereof to 7 to 9 at room temperature and at nomnal 
atmospheric pressure. 

[0031] The resulting product is subjected to a centrifuge and filtrated to separate it from other fractions and then 
10 washed with water and dried, optionally followed by baking. In the manufacturing procedure exemplified In Fig. 1 , the 
product Is dried at 80 ^'C for 15 hours in the drying step and then baked at 300 '^C in the baking step. For adjusting 
grain sizes of fine particles, as shown in Fig. 1 , a grinding process or the like may be performed after the drying. 
[0032] It is to be understood that the present invention is not limited to any particular procedure described above. 
Rather, the invention is more generally applicable to any method of preparing an antibacterial/antifungal agent in which 
15 it is desirable to contain zinc oxide and one or more alkali metallic salt selected from lithium, sodium, and potassium. 
[0033] As the process of preparing zinc oxide which is the main component of the antibacterial/antifungal agent of 
the present invention, there are two different procedures One is a wet type method that prepares the desired compo- 
sition in an aqueous solution and the other is a dry type method that prepares it without directly using an aqueous 
solution. 

20 [0034] The wet type method is one that comprises the steps of mixing an aqueous solution containing zinc ion with 
an alkali aqueous solution containing carbonate ion to prepare bask: zinc carbonate and then perfonming a sieries of 
the steps of washing with water, filtration, drying, and baking on the resulting basic zinc carbonate to obtain zinc oxide. 
[0035] If the wet type method uses a strong alkali aqueous solution such as of sodium hydrate or potassium hydrate 
in stead of an alkali solution containing carbonate ion, zinc oxide can be directly prepared without fomiing basic zinc 

ss carbonate as an intermediate. Then, the zinc oxide may be washed, filtrated, and dried to obtain purified zinc oxide as 
an end product. 

[0036] On the other hand, the drying type method may be one of a method known as a French method in which 
metallic zinc Is heated in the atmospheric air, a method known as a American method in which zinc ore (fianklinite) is 
heated with a reducing agent such as mineral coal or coke, and so on. 

30 [0037] In the above process of preparing zinc oxide, a method for simply and efficiently obtaining the antibacterial 
/antifungal agent is that alkali metallic salt being absori3ed on fine particles of zinc oxide or basic zinc cari:>onate dis- 
persed in the reaction solution is intentionally remained by reducing the number of washings with water in the step of 
washing with water in the wet type method. Such a method is allowed to obtain an antibacterial/antifungal agent in 
which zinc oxide and alkali metallic salt are uniformly mixed together 

35 [0038] Just as with the method described above, following the process of preparing fine particles of zinc oxide by 
the drying method or the stepof preparing fine particles in whk:h impurities except zinc oxide Is sub 
by sufficiently washing the product with water in the wet method, the fine particles are soaked and precipitated in an 
aqueous solution that contains an alkali metallic salt and dried to mix the alkali metallic salt evenly in an aggregate of 
zinc oxide fine particles. 

40 [0039] In the antibacterial/antifungal agent of the present invention obtained as described above, It is preferable that 
a composition ratio between zinc oxide as a main coniponent and alkali metallic salt Is represented as 0.5 to 75 % by 
weight of alkali metal in the composition. If it is less than 0.5 %, the antibacterial/antifungal agent cannot be active 
against bacteria and fungi. If It is 75 % or over, on the other hand, the antibacterial/antifungal agent shows a good 
antibacterial activity In early stages, but there are several concerns that a performance degradation of the composition 

45 is occurred by rising in moisture absorbency and leaching property of the alkali metallic salt and the III effects of high 
degree of alkalinity of the antibacterial/antifungal agent itself on the human body. 

[0040] The antibacterial/antifungal agent of the present Invention may be used as in a form of a fine powder Just as 
it is. Alternatively, it may be properiy designed as a combination with one or more additional component if necessary. 
[0041] Such an additional component to be comprised in the antibacterial/antifungal agent of the present invention 

so is not limited to any particular component, so far as not obstruct the antibacterial/antifungal effects (i.e., original effects 
of the present invention). The additional component may be selected from, for example, liquid components such as 
water, alcohol, silicone oil, and so on; resins such as polyethylene, polypropylene, polyester, polyvinyl chloride, poly- 
carbonate, nylon, epoxy resin, acrylate resin, and so on; and inorganic fine particles such as titanium oxide, silica gel, 
zeolite, apatite, zirconium phosphate, calcium silicate, glass, and so on, If necessary, but not limited to. 

55 [0042] The antibacterial/antifungal agent of the present invention can be applied in various kinds of applications. The 
predetermined amount of such an agent can be uniformly dispersed in the composition to provide antibacterial/anti- 
fungal properties, selected from industrial raw materials such as synthetic resin composition, rubber, fiber, paper, coat- 
ing, and lumber, external preparation for skin, cosmetics, toiletry compositions, and so on, which have been concerned 
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about bacterial and fungal contaminants up to now. 

[0043] Hereinafter, we will describe the embodlnnents of the present invention In more detail by means of the exam- 
pies. It is to be understood that the present Invention is not limited to these embodiments. 

^ Example 1 

[00441 1 .0 g of each of eight different alloll metallic salts (1 .LiOH, 2.NaOH, 3.KOH, 4. U2CO3, 5. NaaCOg, 6. K2CO3. 
7. NalHCOs, 8. KHCO3) was dissolved in 20 ml of ion-exchange water, so that eight corresponding aqueous solutions 
were obtained. Then, 9.0 g of zinc oxide powder (manufactured by Seidokagal<u Co. Ltd.) was added to each aqueous 
10 solution. Subsequently, the mixture was sufficiently stirred and mixed by a homogenizing mixer. The resulting mixture 
was placed in an oven and dried at 110 '^C for 14 hours to obtain an end product. 

[0045] For distinguishing among the resulting powders, they are referred to as Examples 1-1 to 1-8, respectively, 
using the numbers, each of which Is placed on the head of the name of the corresponding alkali metallic salt added 
as described above. 

15 [0046] The antibacterial/antifungal agent according to the present Invention includes; zinc oxide as a main compo- 
nent; and alkali metallic salt one or more selected from the group consisting of lithium, sodium, and potassium hydrox- 
ides, hydrogencarbonates, and carbonates. So, the degree of antibacterial/antifungal activities of the antibacterial/ 
antifungal agent prepared by mixing zinc oxide with one of the salts except the above alkali metallic salt or prepared 
using zinc oxide alone was investigated by manufacturing each of the following comparative examples. 

20 

Comparative Example 1 

[0047] An aqueous solution was prepared by the same way as that of Example 1 , except that 1 .0 g of ammonium 
carbonate (NH4)2C03 was added in 20 ml of ion-exchange water in stead of adding one of the group of lithium, sodium, 
25 and potassium hydroxide, hydrogencartsonate, and cariaonate. Subsequently, 9.0 g of zinc oxide powder (Seldokagaku 
Co. Ltd.) was added to the aqueous solution. Subsequently, the mixture was sufficiently stirred and mixed by a ho- 
mogenizing mixer. The resulting mixture was placed in an oven and dried at 1 1 0 for 1 4 hours to obtain an end product. 

Comparative Example 2 

30 

[0048] An end product was prepared by the same way Just as in the case of Example 1 , except that lithium, sodium, 
and potassium hydroxide, hydrogencarbonate, and carbonate were not added (zinc oxide only). 

Comparative Experiment 1 

35 

[0049] Each of powder samples obtained in Examples 1-1 to 1-8 and Comparative Examples 1 and 2 was shaped 
in the disc state of the diameter of 8mm by the process of tablet making using a pharmaceutical tablet-making machine. 
Then, each disc-shaped tablet was placed on each of culture media on which one of previously cultured bacterial 
strains of (1) Penlclllium sp., (2) Aspergillus niger. (3) Candida albicans: ATCC10231, (4) Pseudomonas aeruginosa: 

40 ATCC1 5442, (5) Escherichia coli:ATCC8739, (6) Stapyhlococcus aureus :FDA209P to be tested was applied. For each 
of the culture media thus prepared, Penicillium sp., Aspergillus niger, and Candida albicans, belonging to fungi, were 
cultured at 25 *C for 72 hours. Psudomonas aenjnglnosa, Escherichia coli, and Staphylococcus aureus, belonging to 
bacterium, were cultured at 30 *'C for 48 hours. A size of growth inhibition zone, which was grown as a result of Incu- 
bation, was measured to evaluate the antibacterial and antifungal properties of each sample. 

45 [0050] The antibacterial and antifungal properties of each sample were evaluated using the following criteria. 

[0051] Fig. 2 is an explanation diagram that Illustrates a method of evaluating the antibacterial and antifungal prop- 
erties of each sample. As shown in the figure, a culture medium 4 is prepared in a laboratory dish 2. One of bacteria 
or fungi strains described above is already applied on the culture medium. The sample 6 in the f omi of a tablet is placed 
on a center of the culture medium 4 and then a growing size of growth Inhibition zone 8 formed around the sample 6 

so on the medium 4 is measured at established periods. The antibacterial or antifungal property of each sample is esti- 
mated on the basis of the size of growth inhibition zone 8 that corresponds to a distance from the sample 6 to the outer 
periphery of growth inhibition circle. It can be considered that the antibacterial or antifungal property of each sample 
becomes excellent In proportion to the growing size of growth inhibition zone 8. 

[0052] In the present comparative experiments, the antibacterial or antifungal property of each sample was evaluated 
55 using the evaluation criteria listed in Table 1 below. 
[0053] Table 1 shows the evaluation criteria. 
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[TABLE 1] 



evaluation criteria 


evaluation 


width of growth inhibition zone of fungus 


width of growth inhibition zone of bacteria 


A 


16.0 mm of more 


7.5 nnm of more 


B 


1 0.0 mm or more less than 16.0 mm 


6.0 mm or more less than 7.5 mm 


C 


5.0 mm or more less than 10.0 mm 


2.5 mm or more less than 6.0 mm 


D 


less than 5.0 mm 


less than 2.5 mm 


E 


0 mm 


0 mm 



[0054] The results of comparative experiment 1 performed In accordance with the evaluation criteria listed in Table 
1 are listed In Table 2 below. 



[TABLE 21 



salt added to zinc oxide 


(1) 


(2) 


(3) 


(4) 


(5) 


(6) 


example 1-1 


LiOH 


A 


A 


A 


A 


A 


A 


example 1-2 


NaOH 


A 


A 


A 


A 


A 


A 


example 1-3 


KOH 


A 


A 


A 


A 


A 


A 


example 1-4 


LiaCOa 


A 


B 


A 


B 


C 


B 


example 1-5 


NaaCOa 


A 


A 


A 


B 


A 


A 


example 1-6 


K2CO3 


A 


A 


A 


C 


C 


C 


example 1-7 


NaHCOg 


A 


A 


A 


C 


D 


C 


example 1-8 


KHCO3 


A 


A 


A 


C 


C 


D 


comparative 1 


(NH4)2C03 


D 


E 


D 


D 


E 


E 


comparative 2 


none 


E 


D 


D 


E 


D 


D 



[0055] As Is evident from the above results, It has been confirmed that the antibacterial and antifungal properties of 
Examples 1-1 to 1-8 are higher than those of Comparative Examples 1 and 2. From this fact, the antibacterial and 
antifungal effects can be improved by mixing zinc oxide with alkali metallic salt. On the other hand, the sufficient anti- 
bacterial and antifungal actions cannot be obtained by zinc oxide alone even though zinc oxide has known as an 
inorganic antibacterial agent 

[0056] Furthermore, zinc oxjcje with the addition of ammonium carbonate does not show a sufficierit antibacterial 
property. So, it have been confimned that the antibacterial and antifungal property can be improved by containing a 
mixture of zinc oxide with one or more of alkali metallic salt selected from the group of lithium, sodium, and potassium 
hydroxides, hydrogencarbonate, and carbonate. 

[0057] In the following description, we will consider whether the difference in antibacterial and antifungal properties 
of different samples Is obsen/ed when each of different zinc compounds Is used as a raw material. 

Example 2 

[0058] 200 ml of ion-exchange water was added in a reaction vessel. Then, a stirrer and a pH controller connected 
with two microtube pumps were mounted on the reaction vessel Subsequently, one of the microtube pump was con- 
nected to a solution prepared by dissolving 87.8 g of zinc acetate dihydrate in 300 ml of ion-exchange water and the 
other was connected to a solution prepared by dissolving 63.6 g of sodium carbonate anhydrous in 220 ml of ion- 
exchange water. In addition, these mtorotube pumps were fixed such that those solutions were dropped into the reaction 
vessel. 

[0059] The mixture in the reaction vessel was stirred at room temperature and pressure. During the reaction, the 
dropping volumes of two aqueous solutions were adjusted, so that pH was constantly kept at 8. A drop time of each 
solution was about 20 minutes. The resulting precipitate was washed with water and centrifuged and this cycle was 
repeated five times, followed by drying the precipitate with an oven for 80 'C for 15 hours. The dried sample was grind 
by a personal mill and then baked at 300 •C for 1 hour. The resulting powder was grind and filtered through 1 00 mesh 
filter, obtaining an end product. 
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Example 3 

[0060] An end product was prepared by the same way just as in the case of Example 2, except that 115.0 g of zinc 
sulfate heptahydrate was used instead of 87.8 g of zinc acetate dihydrate. 



10 



15 



20 



25 



30 



35 



40 



45 



Example 4 

[0061] An end product was prepared by the same way just as In the case of Example 2, except that 54.5 g of zinc 
chloride was used Instead of 87.B g of zinc acetate dihydrate. 

Comparative Experiment 2 

[0062] Each of powder samples obtained In Examples 2 to 4 was shaped In the disc state of the diameter of 8mm 
by the process of tablet making using atableting machine. A performance evaluation of the antibacterial and antifungal 
properties of each sample was done similar to comparative test 1 . 

[0063] An antibacterial agent "Zeomlc^'**" (manufactured by Shinanen Zeomic Co., Ltd.) having a wide antibacterial 
spectrum was used as Comparative Examples, and zinc oxide powder (manufactured by Seidokagaku Co., Ltd. ) most 
typically used In the present cosmetics was used as Comparative Example 4. Each of these samples was shaped in 
the disc state of the diameter of 8 mm in diameter by the process of tablet making using a tableting machine. The 
resulting tablet was subjected to the experiment under the same conditions as described above. 
[0064] All of the method of evaluation, evaluation criteria, and so on are similar as all the case of Comparative 
Example 1 . 

[0065] The results are listed in Table 3 below. 

[TABLES] 





(1) 


(2) 


(3) 


(4) 


(6) 


(6) 


example 2 


A 


A 


A 


B 


A 


B 


example 3 


C 


D 


A 


D 


D 


C 


example 4 


C 


D 


B 


E 


D 


C 


comparative 3 


E 


D 


D 


C 


D 


C 


comparath/e 4 


E 


D 


D 


E 


D 


0 



[0066] As is evident from the above results, it have been confimied that the powders of Examples 2 to 4 have the 
antibacterial and antifungal actions against each bacteria or fungi strain to be tested, especially the powder of Example 
2 showed excellent properties. We have teamed that each of powders of Examples 2 to 4 comprises zinc oxide as a 
main component and 5 to 1 0 % by weight of sodium carbonate. This fact is obtained from the results of fluorescent X- 
ray analysis, X-ray diffraction analysis, and infrared absorption spectrum analysis on the powders of Examples 2 to 4. 
It is suitable to use zinc acetate, zinc sulfate, zinc chloride as the synthesis material of zinc oxide, especially be suitable 
to use zinc acetate. 

[0067] Comparing with the inorganic antibacterial agents commercially available at present, it has been confinned 
that the antibacterial/antifungal agent of the present invention have excellent effects on fungi such as Penksillium sp., 
Aspergillus niger, and Candida albicans. 

[0068] By comparing with Examples 2 to 4, it has been confirmed that using zinc acetate as a synthetic material for 
zinc oxide is most preferable. In this case, however, zinc acetate is comparatively expensive for an industrial material 
of zinc oxide, so that further investigation was performed to prepare powder having the same properties as those of 
one described above by using any material being priced more moderately. 



so 



55 



Example 5 

[0069] An end product was prepared by the same way just as in the case of Example 2, except that solution of 
dissolving 87.8 g of zinc acetate dihydrate In 300 ml of ion-exchange water was used Instead of solution of dissolving 
64.5 g of zinc chloride and 24.0 g of acetic acid in 300 ml of ion-exchange water. 

Comparative Experiment 3 



[0070] The powder obtained in Example 5 and the powder obtained in Example 2 were subjected to the comparative 
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experiments by the same experimental method as that of Comparative Experiment 2 with respect to their antibacterial 
and antifungal properties. 

A method of evaluation, evaluation criteria, and so on are similar as all the comparative test 1 . 
[0071] The evaluation result of antibacterial and antifungal perfonmance is shown in the next Table 4. 



[TABLE4] 





(1) 


(2) 


(3) 


(4) 


(5) 


(6) 


example 2 


A 


A 


A 


B 


A 


B 


example 5 


A 


A 


A 


B 


A 


B 



[0072] in this manner, even though a material which Is different from zinc oxide is used as a synthetic material of 
zinc oxide, it have been confinned that the powder having the same antibacterial and antifungal properties as those 
of powder prepared using zinc acetate as a synthetic material can be obtained by adding substantially the same amou nt 
of acetic acid as that of one corresponding to acetic acid included In the product obtained by preparing zinc acetate 
by zinc included In the material. 

[0073] Next, the variations in antibacterial and antifungal properties of each sample depending on the amount of 
alkali metal to be mixed with zinc oxide were studied as described below. 

Example 6 

[0074] 0.025 g of Sodium carbonate was dissolved in 20 ml of ion-exchange water, and aqueous solutions were 
obtained. Then, 9.975 g of zinc oxide powder (manufactured by Seldokagaku Co. Ltd.) was added to the aqueous 
solution. Subsequently, the mixture was sufficiently stirred and mixed by a homogenizing mixer. The resulting mixture 
was placed in an oven and dried at 110 **C for 14 hours to obtain an end product. The same method and operation 
were performed as described above, except that the mixture amount of sodium carbonate and zinc oxide powder 
(manufactured by Seldokagaku Co., Ltd.) were varied as shown in Table 5 to obtain an end product having the different 
amount of mixed alkali metal. As described in Table 5, the samples are referred to as Examples 6-1 to 6-14 depending 
on their mixing quantities. 



(TABLES] 





mixing quantity (g) 


content of sodium cari3onate(%) 


zinc oxide 


sodium carbonate 


example 6-1 


9.975 


0.025 


0.25 


example 6-2 


9.950 


0.050 


0;50 


example 6-3 


9.900 


0.100 


1.00 


example 6-4 


9.750 


0.250 


2.50 


example 6-5 


9.500 


0.500 


5.00 


example 6-6 


9.000 


1.000 


10.00 


example 6-7 


7.500 


2.500 


25.00 


example 6-8 


5.000 


5.000 


50.00 


example 6-9 


2.500 


7.500 


75.00 


example 6-10 


2.000 


8.000 


80.00 


example 6-11 


1.500 


8.500 


85.00 


example 6-12 


1.000 


9.000 


90.00 


example 6-13 


0.500 


9.500 


95.00 


example 6-14 


0.000 


10.000 


100.00 



Comparative Experiment 4 

[0075] Each of powder samples obtained in Examples 6-1 to 6-14 and comparative examples 2 (zinc oxide only) 
used in comparative experiment 1 was shaped in the disc state of the diameter of 8mm by the process of tablet making 
using a pharmaceutical tablet-making machine. A perfonnance evaluation of the antibacterial and antifungal properties 
of each sample was done similar to comparative test 1 . 

[0076] A method of interpretation and a standard of the method are similar as ail the comparative test 1 . 
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[0077] The result is shown in the next Table 6. 



[TABLE 6] 



content of sodium carbonate(%) 


(1) 


(2) 


(3) 


(4) 


(5) 


(6) 


comparative 2 


0.00 


E 


D 


D 


E 


D 


D 


example 6-1 


0.25 


E 


D 


D 


E 


D 


D 


example 6-2 


0.50 


D 


D 


C 


E 


C 


D 


example 6-3 


1.00 


D 


D 


B 


E 


C 


D 


example 6-4 


2,50 


A 


C 


A 


E 


c 


D 


example 6-5 


5.00 


A 


B 


A 


C 


c 


C 


example 6-6 


10.00 


A 


A 


A 


A 


A 


A 


example 6-7 


25.00 


A 


A 


A 


A 


A 


A 


example 6-8 


50.00 


A 


A 


A 


A 


A 


A 


example 6-9 


75.00 


A 


A 


A 


A 


A 


A 


example 6-10 


80.00 


A 


A 


A 


A 


A 


A 


example 6-11 


85.00 


A 


A 


A 


A 


A 


A 


example 6-12 


90.00 


A 


A 


A 


A 


A 


A 


example 6-13 


95.00 


A 


A 


A 


A 


A 


A 


example 6-14 


100.00 


D 


B 


A 


A 


A 


A 



[0078] As is evident from the results obtained, the improvement in the antibacterial and antifungal properties can be 
increased if the additional amount of alkali metallic salt In the mixture is 0.5 % or over. The amount of alkali metallk: 
salt In the mixture increases as the antibacterial and antifungal effects Increase. However. It Is found that 100 % of 
sodium carbonate decreases the action against fungi. 

[0079] As is evident from the results, just as in the case with Comparative Example 2 and Example 6-14, the anti- 
bacterial and antifungal effects obtained by zinc oxide and alkali metallic salt in combination is considerably higher 
than that of zinc oxide or alkali metallic salt used alone. 

[0080] The antibacterial/antifungal agent that comprises alkali metallic salt concentration of over 75 % In the mixture 
shows a good antibacterial activity in early stages. In this case, however, there are several concerns that a performance 
degradation of the composition is occurred by rising in moisture absorbency and eluting property of the alkali metallic 
salt and the ill effects of high degree of alkalinity of the antibacterial/antifungal agent itself on the human body. 
[0081] In consideration of such results, it have been confirmed that the antibacterial/antifungal agent prepared by 
simply mixing zinc oxide with alkali metallic salt as powders shows the improvement In antibacterial and antifungal 
activities. However, it Is confimned that such activities cannot be continued in spite of a good antibacterial activity in 
early stages because of easily leaching out alkali metallic salt. For sustaining the antibacterial and antifungal activities 
for a long time, it is preferable that zinc oxide and alkali metallic salt are well mixed to hold the alkali metallic salt in 
agglomerated fine particles of zinc oxide. 

[0082] The present Inventors have been studied to find the relationship between the physical properties of antibac- 
terial/antifungal agent prepared by containing one of various kinds of alkali metallic salts in zinc oxide and the antibac- 
terial and antifungal activities thereof. It is found that the powder having a high antibacterial activity shows a high 
alkalinity of pH 9 to 14 when it is dispersed in water so as to be in the form of slurry. 

[0083] Fig, 3 illustrates the relationship between pH of slurry and the antifungal activity against Penicilllumsp., where 
the slurry is 10 % by weight of powder dispersed in water. 

[0084] As shown in the figure, the powder having high antifungal activity shows a high alkalinity when it is prepared 
in the form of slurry. 

[0085] Therefore, it is confirmed that the antifungal activity against fungi, yeast, or the like can be increased with 
increase In pH of the slurry of 10 % by weight of powder dispersed in water. It turned out that a synthetic factor for 
increasing pH of powder slurry has much to do with pH at the step of preparing zinc oxide and alkali metallic salt which 
are raw materials of the powder If the pH for preparing an antibacterial/antifungal agent Is adjusted to 7 to 9. the 
tendency has been toward an Increase In alkalinity when the resulting powder Is provided as slurry. 
[0086] In the above Comparative Experiments 1 to 4 of the present Invention, it have been conflrmedthat ail of the 
powders with good antibacterial and antifungal properties shows pH 9 to 14 when each of them is provided as a slurry 
of 1 0 % by weight of powder dispersed in water. In the antibacterial/antifungal agent of the present invention, therefore, 
it is preferable to adjust the pH of 10 % by weight of water dispersion to 9 to 14 for providing the powder with good 
antibacterial and antifungal activities. 
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[0087] tnthe following description, we will investigate the antibacterial and antifungal performance of the antibacterial/ 
antifungal composition prepared by containing the antibacterial/antifungal agent of the present invention, 
[0088] The antibacterial/antifungal agent of the present invention Is characterized by its antibacterial and antifungal 
activities obtained by containing the antibacterial/antifungal agent of the present Invention as described above. 
[0089] Hereinafter, the present invention will be described In more detail by way of an example of antibacterial/ 
antifungal agent of the present invention. However, the present invention is not limited to these embodiments. 

Example 7 

[0090] An antibacterial coating composition was prepared using the powder obtained In Example 2 on the basis of 
the blending ratio listed in Table 7. Also, a coating composition of Comparative Exannple 5 was prepared by replacing 
the antibacterial/antifungal agent in Example 2 with "Zeomic^M" (manufactured by Shinanen Zeomic Co., Ltd.). Fur- 
thermore, a coating composition of Comparative Example 6 was prepared In the absence of antibacterial powder. 



[TABLE 7] 



component 


quantity (g) 


example 7 


comparative 5 


comparative 6 


Ion exchange water 


10.0 


10.0 


10.0 


metylphenylpolysiloxane KF-56tm (manufactured by Shin-Etsu 
chemical Industry) 


1.0 


1.0 


1.0 


dimethylpolysiloxane methyl(polyoxyethylene) slloxane 
copolymer SC9450N'rM (manufactured by Shin-Etsu chemical 
industry) 


1.0 


1.0 


1.0 


trimethyisiloxysilicic aci decamethylpentasiloxane solution 
(50wt%) SC9450N^(manufactured by ShIn-Etsu chemical 
industry) 


15.0 


15.0 


15.0 


powder of example 2 


1.0 






Zeomic"*^** (manufactured by Shinanen Zeomic). 




1.0 





Comparative Example 5 



[0091] The comparative test was done by using the coating composition obtained with example^, comparative ex^ 
ample 5, 6. 

[0092] With consideration given to the application to fungicide to be used in a bath room, the performance of the 
antibacterial agent being fixed on the surface of tile is evaluated as follows. 
[0093] Fig. 4 shows a sample to be tested. 

[0094] In this figure, twelve commercially available white tiles (each of them was of 1 0 mm in height, 1 0 mm in width 
and 3 mm in thickness) were placed with 2.5 mm spacing between the adjacent titles and fixed with a commercially 
available tile-bonding cement material which does not Include antibacterial agent, so that a set of twelve tiles was 
provided as a test sample (tile-bonding sample). The test sample was soaked In water for one week to remove alkali 
content therefrom and then dried. After the drying, three tiles were coated with the coating compositions obtained in 
Example 7 and Comparative Examples 5 and 6, respectively, and then dried at 80 •C for 15 hours. These three tiles 
coated with the coating compositions and one tile without any coating were subjected to the tests with respect to their 
antifungal activities. 

[0095] The fungi used In the tests were a wild type strain of Cladosporium, whteh was collected from a bath room 
and cultured In a culture solution. The culture solution with spores of thede fungi were sprayed on the surface of the 
sample. Then, the tile-bonding sample was placed In a square laboratory dish and kept at 25 ""C. Almost on a weekly 
basis, the growth of fungi on the sample's surface was observed with the naked eye. Then, the growth condition of 
fungi was evaluated by the following criteria: 

O : no fungi growth was observed; 

A : a little amount of fungi growth was observed; 

X : a small amount of fungi growth was observed; and 

X X : a large amount of fungi growth was observed. 
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[0096] The results of such an observation on the sample's surface were listed in Table 8. 



(TABLE 8] 



coating composition 


one month after 


two months after 


three months after 


four months after 


example 7 


O 


O 


O 


O 


comparative 5 


O 


O 


A 


A 


comparative 6 


A 


A 


X 


X 


none 


A 


A 


X 


X 



[0097] The sample without any coating and Comparative Example 6 only applied with the coating composition 
showed the simitar growth conditions of fungi, so that there is no component of inhibiting the growth of fungi in the 
coating composition itself. Regardless of this fact, no growth of fungi was observed on the test sample of Example 7 
for over four months, where the test sample of Example 7 was coated with the antibacterial/antif ungal composition that 
contains the antibacterial/antifungal agent of the present Invention. On the other hand, the growth of fungi was inhibited 
on the sample of Comparative Example 5 for two months. In this case, however, the growth of fungi was slightly rec- 
ognized after two months from the start. Consequently, it is understood that the antibacterial/antifungal composition 
that contains the antibacterial/antifungal agent of the present invention has excellent antibacterial and antifungal prop- 
erties. 

[0098] In the case of Comparative Example 6 in which "ZeomicT**" (manufactured by Shinanen Zeomic Co., Ltd.) 
was used as an antibacterlal/antif ungal powder, a design of tile was remarkably damaged as the coating composition 

turned brown. 

[0099] From the foregoing, the antibacterial/antifungal agent of the present invention is excellent with respect to 
resistance to discoloration. 

Comparative Experiment 6 

[0100] Furthermore, antibacterial and antifungal activities of the antibacterial/antifungal agent of the present invention 
against fungi under the similar conditions as those of the practical cases were evaluated as follows. 
[0101] 1 .0 g of the antibacterial/antifungal agent of Example 2 was added to 99.0g of a silicone bonding agent (Sil- 
icone Sealant Cemedlne 8060 White^M, manufactured by Cemedlne Co., Ltd.) and mixed together to obtain a bonding 
agent of Example 8, The powder of Comparative Example 2, "Zeomic™" (manufactured by Shinanen Zeomic Co., 
Ltd. ), was added to 99.0 g of the above silicone bonding agent and mixed together to obtain a bonding agent of 
Comparative Example 7. 0.5 g of TBZCThiabendazole", manufactured by Wako Pure Chemical Industries, Ltd.) was 
mixed with 99.5 g of the above silicone bonding agent and mixed together to obtain a bonding agent of comparative 
Example 8. 

[0102] Each of the bonding agents was applied flat on a PET film of 1 .5 mm. Then, a sample was prepared by drying 
and fixing the bonding agent on the PET film. Another sample (Comparative Example 9) was also prepared as a blank 
without the addition of any antibacterial agent. Each of the samples was cut Into a square piece of 30 mm In length 
and 30 mm in width and subjected to an antifungal test. The antifungal test was performed in confonnance with Jap- 
anese Industrial Standard (JIS) Z 2911-1992 (a testing method for resistance to fungus attack) and another testing 
method used for general industrial products. The fungal spores of five different strains being cultured were mixed 
together and splayed on the sample. The growth of fungal thread was observed with the naked eye and also under a 
microscope. 

[01 03] However, a little 3 % solution of dextrose was added as a nutrient source in a suspension of spores to stimulate 
the growth of fungal thread. After that, on a weekly basis, the growth condition of fungi on the surface was observed 
and evaluated by the following criteria: 

O : no fungi growth was observed; 

A : a little amount of fungi growth was observed; 

X : a small amount of fungi growth was observed; and 

X X : a large amount of fungi growth was observed. 



[0104] The results of such an observation on the sample's surface were listed in Table 9 
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[TABLE 9] 



coating composition 


one week after 


two weeks after 


three weeks after 


four weeks after 


example 8 


O 


O 


O 


O 


connparatlve 7 


O 


O 


O 


O 


comparative 6 


O 


O 


0 


O 


comparative 9 


o 


o 


X 


X 



[0105] From the results of the above experiment, the growth of fungi was observed after only 3 weeks when Com- 
parative Example 9 without mixing with the antibacteriai/antifungal agent was used. Regarding Example 8 and Com- 
parative Examples 7 and 8, which were prepared by mixing with the antibacterial/antifungat agent, there was no fungi 
observed for one month. From these results, it Is understood that the performance of the antibacterial/antifunga) agent 
of the present invention is at least equal to that of the existing products when it is under the condition of being mixed 
with the resin composition. 

[0106] In the following description, we will confirm a lightstability of the powder alone or in combination with a product. 
[0107] First, a light stability of the powder alone is examined. 

Comparative Experiment 7 (light stability test of the powder alone) 

[0108] 0.5 g of powder sample (the powder obtained In Example 2, or the powder obtained in Comparative Example 
3: "Zeomic^M" (manufactured by Shinanen Zeomic Co., Ltd.) was dispersed in 20 ml of each dispersion (four types) in 
a sample bottle made of borosilk:ate glass. In this condition, the powder in each sample was white. 
[0109] The dispersions were Ion-exchange water, 1 % acetic acid aqueous solution, 1 % sodium chloride aqueous 
solution, and a 1/10 diluted solution of chlorine fungicide ("KabI Killer™", manufactured by Johnson, Co., Ltd.) on the 
market as a potentially useful pharmaceutical product in consideration of the circumstance where the antibacteriallan- 
tifungal agent would be used. 

[0110] Under such a condition, the sample was irradiated with light from a Xenon lamp (illuminance: about 280 W/ 
m^) for 30 hours (accumulated irradiation quantity: about 30 MJ/m^), followed by observing the discoloration of powder 
with the naked eye to estimate the light stability of the powder alone. 

[0111] The results are listed in Table 10. The evaluation criteria of the experiment are follows. 

O : no discoloration was observed; and 
^ X : discoloration was observed. 



[TABLE 1 0] 



dispersion 


Ion-exchange water 


1 % acetic acid 


1% sodium chloride 


1/1 0 diluted solution of 






solution 


solution 


clorine fungicide 


example 2 


O 


O 


O 


0 


comparative 3 


O 


O 


X 


X 








(discolored to gray) 


(discolored to brown) 



45 

[0112] As shown In the results in Fig. 10, it is understood that the antibacteriai/antifungal agent of the present invention 
is extremely stable under any circumference and never discolored. Regarding the powder of Comparative Example 3, 
on the other hand, the discoloration is occurred in the sodium chloride aqueous solution. Also, it is discolored by a 
fungicide, so that the variety of the pharmaceutical products to be applied can be restricted to. 
so [01 13] In the following description . furthermore, we will examine a sufficient light stability of the antibacteriai/antifungal 
agent of the present invention when it is contained in one of antibacteriai/antifungal products. 

Comparative Experiment 8 

55 [01 14] 1 .0 g of the antibacteriai/antifungal agent of Example 2 was added to 99.0g of a silicone bonding agent (Sil- 
icone Sealant Cemedine 8060 White^^, manufactured by Cemedine Co., Ltd.) and mixed together to obtain a bonding 
agent of Example 8, The powder of Comparative Example 2, "Zeomic"^*^" (manufactured by Shinanen Zeomic Co., 
Ltd.), was added to 99.0 g of the above silicone bonding agent and mixed together to obtain a bonding agent of Com- 
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paratlve Example 7, 0.5 g of TBZ("Thlabendazole", manufactured by Wako Pure Chemical Industries, Ltd.) was mixed 
with 99.5 g of the above silicone bonding agent and mixed together to obtain a bonding agent of comparative Example 
8. Using above samples, the test was done similar to comparative experiment 6. 

[0115] Each of the bonding agents was applied flat on a PET film of 1 .5 mm. Then, a sample was prepared by drying 
and fixing the bonding agent on the PET film. Another sample (Comparative Example 9) was also prepared as a blank 
without the addition of any antibacterial agent. 

[01 1 6] Each of the samples was Irradiated with light from a Xenon lamp (illuminance: about 285 W/m^) for 30 hours 
(accumulated irradiation quantity: about 30 MJ/m^), followed by observing the discoloration of the surface of the sample 
with the naked eye. Concurrently, a color difference of the sample's surface with respect to before and after the meas- 
urement was estimated using a spectrophotometric colorimeter (CM-1000^^, manufactured by Minolta Camera Co., 
Ltd.) to determine the stability thereof. In general, it Is believed that the difference In color tone can be recognized with 
the naked eye when the color difference takes a value of 3 or over. 

[01 17] The results are listed in Table 1 1 below. The result of visual observation was evaluated by the following criteria: 

O : no yellowing was obsen^ed ; 

A : yellowing was slightly observed; and 

X : yellowing was clearly observed. 



[TABLE 11] 



sample 


color difference (AE) 


observation with the naked eye 


example 8 


2.54 


O 


comparative 7 


9.67 


X 


comparative 8 


4.87 


A 


comparative 9 


2.51 


O 



[0118] As shown in Table 11 , discoloration was occurred as much as clearly observed with the naked eye in the 
cases of Comparative Examples 7 and 8. Regarding Comparative Example 9 without containing the antibacterial/ 
antifungal agent, there was no discoloration observed. Thus, it is understood that the discoloration can be generated 
by the antibacterial/antifungai agent. 

[0119] Regarding Example 8 mixed with the antibacterial/antifungai agent of the present Invention, there was sub- 
stantially the same degree of discoloration as that of Comparative Example 9 without containing any antibacterial/ 
antifungal agent. It means that the antibacterial/antifungai agent of the present invention was not Involved In the dis- 
coloration. 

[0120] As a result, the antibacterial/antifungai agent of the present invention has the light stability superior to the 
conventional antibacterial/antifungai agent, Comparative Examples 7 and 8. 

[0121] From the foregoing, the antibacterial/antifungai agent of the present invention has the excellent properties of 
antibacterial/antifungai actions against Peniclliium sp., Aspergillus niger, and Candida albicans, belonging to fungi, 
which are pooriy affected by the conventional inorganic antibacterial agents on the market, stability, persistence of 
such antibacterial/antifungai actions, resistance to discoloration with time, and so on. 

[0122] By mixing with the antibacterial/antifungai agent of the present Invention, the antibacterial/antifungai proper- 
ties can be provided on various kinds of Industrial raw materials of synthetic resin compositions, rubber, fiber, paper, 
coating, lumber, and so on, and compositions of external preparations for skin, cosmetics, toiletry goods, and so on. 
Therefore, the antibacterial/antifungai composition of the present Invention has the excellent properties of antibacterial/ 
antifungal actions against Peniclliium sp.. Aspergillus niger, and Candida albicans, belonging to fungi, which are poorly 
affected by the conventional inorganic antibacterial agents on the market, stability, persistence of such antibacterial/ 
antifungal actions, resistance to discoloration with time, and so on. 

[0123] Consequently, the antibacterial/antifungai agent of the present invention permits to provide an antibacterial 
agent with the antibacterial and antifungal activities and persistence thereof, efficiently and cost effectively, by the 
comparatively simple method. 

[0124] The antibacterial/antifungai agent of the present invention permits to provide various kinds of compositions 
with excellent persistence of antibacterial and antifungal activities and less discoloration with time. 



Claims 



1 . An antibacterial/antifungai agent comprising: 
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zinc oxide as a main component; and 

allcali metallic salt one or more selected from the group consisting of lithium, sodium, and potassium hydrox- 
ides, hydrogencarbonates, and carbonates. 

An antlbacterial/antif ungal agent according to Claim 1 , wherein the content of alkali metallic salt is 0.5 to 75 % by 
weight of the total of antlbacterial/antlfungal agent. 

An antibacterialtantifungal agent according to Claim 1 , wherein zinc acetate, zinc sulfate, or zinc chloride is used 
as a synthetic raw material of zinc oxide component. 

An anttoacterial/antifungal agent according to Claim 3. consisting of a product prepared by the steps of: 

dropping an aqueous solution containing zinc Ion and an alkali aqueous solution sequentially Into a reaction 
vessel at an ordinary temperature and pressure while the dropping volumes of the respective aqueous solu- 
tions are adjusted so as to keep pH 7 to 9; and 

reacting the aqueous solutions in the reaction vessel with each other, followed by subjecting to filtration, wash- 
ing with water, drying, and baking. 

An antlbacterial/antlfungal agent according to Claim 1 , wherein 1 0 % by weight of water dispersion is adjusted to 
pH 9 to 14. 

An antibacteriat/antifungal composition comprising: 

an antlbacterial/antifungal agent according to Claim 1 to obtain antibacterial and antifungal activities against 
bacteria and fungi. 
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